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Quantum chemical computations were performed using the Gaussian09 computer programs suite 3 .
Contour plots of the resulting molecular orbitals were drawn using the GaussView program.
Synthesis of [Cu(dmp)(phanephos)](PF 6 )
37 mg of [Cu(CH 3 CN) 4 ](PF 6 ) (0.1 mmol) and 58 mg of (R p )-(−)-4,12-bis(diphenylphosphino)-[2.2]-paracyclophane = R p -phanephos (0.1 mmol) were dissolved in 25 ml of dry acetonitrile saturated with argon. The mixture was stirred at room temperature for 2 hours. Subsequently, 21 mg of 2,9-dimethyl-1,10-phenanthroline = dmp (0.1 mmol) were added and the mixture was stirred for another 2 hours. The solvent was evaporated and the inorganic salts were removed by passing the reaction mixture through a short column filled with neutral aluminum oxide using dichloromethane as eluent. 
Crystal structures
Crystals suitable for x-ray analysis were obtained from dichloromethane/ Fig. S2 . Relevant bond lengths and angles are summarized in Table S2 . [Cu(dmp)(phanephos)] + exhibits a four-coordinated metal center with a distorted tetrahedral geometry. The P-Cu-P and N-Cu-N angles of about 116° and 80°, respectively, strongly deviate from the value of 109° of an ideal tetrahedron. This reflects distinctly different steric requirements of the phanephos and dmp ligands. In particular, the P-Cu-P angle formed for the phanephos ligand matches with the largest value reported for the "wide bite-angle" pop ligand that coordinates with a P-Cu-P angle in the range between 108° and 116°. 4, The rigid paracyclophane group and the two diphenylphosphine functions separated by a P1-P2 distance of about 3.9 Å form a firm semi-cage occupied by the metal ion and the dmp ligand. Moreover, the overall bulkiness of the phenaphos ligand and the methyl groups of dmp around the metal center seem to provide a good shielding of the potentially (photo-) reactive metal centre from direct contact with solvent molecules.
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Electronic transitions -TD-DFT calculations.
Time-dependent density functional calculations were performed for the molecular geometry of [Cu(dmp)(R p -phanephos)] + resulting from the x-ray diffraction measurements. Five lowest energy singlet and triplet transitions were calculated using the B3LYP 5 functional and the SVP 6 atomic orbital basis set for all atoms. The results are summarized in Table S3 and Figure S3 . In particular, the lowest excited states S 1 and T 1 are predicted to have a distinct charge-transfer character, where electron density is shifted from the metal center and the aromatic system of the phanephos ligand to the dmp ligand. This result substantiates the MLCT nature of the S 1 and T 1 states. The calculated energy separation between the two states ΔE(S 1 −T 1 ) amounts to 1540 cm −1 . However, the TD-DFT computation has been carried out for the ground state conformation, regardless of any geometry reorganization taking place upon excitation. Thus, taken this approximation and also in view of the known problems regarding the prediction of transition energies of charge-transfer excited states by TD-DFT, 7 the calculated singlettriplet splitting, being about 50% larger than the ΔE(S 1 −T 1 ) value determined experimentally (from the decay time analysis), is regarded to be in a fair agreement. Table S3 .
Estimation of the radiative decay rate of the S 1  S 0 transition.
For a two-state model, i.e. the ground state and an excited state, spontaneous emission probability is directly proportional to the corresponding absorption strength (molar extinction) and to the third power of the energy separation between these states. The relationship between the radiative decay rate of the spontaneous S 1  S 0 emission, k r (S 1 ), and the S 0  S 1 absorption strength can be expressed as:
where c is the speed of light in vacuum, N A is the Avogadro constant, and n is the refractive index of the medium. (Fig. S5) . For max ν , a value of 17500 cm −1 (CH 2 Cl 2 , 300 K) is taken.
Thus, a radiative decay rate of the spontaneous S 1  S 0 fluorescence of k r (S 1 )  1. (Table S3) , they were neglected for the approximate analysis of the lowest-energy 1 MLCT absorption strength.
